2 General Methods. The 1 H, 19 F and 13 C NMR spectra were recorded on a Varian oxford 300 spectrometer. Differential scanning calorimetry data were collected using a DSC (TA instruments, model Q1000) under the following parameters: 50 mL/ min. purge gas (N 2 ); scan range 40 to 300 °C, scan rate 10 °C/ min. The isothermal experiments were performed at 90 °C for extended period of time. Melting points were obtained from a Büchi B-545 capillary apparatus and are uncorrected. Column chromatography purifications were carried out on Sorbent technologies silica gel 40-63 µm flash chromatography packing (60 Ǻ pore diameter). Dialkylaminosulfur trifluoride were purchased from Apollo scientific, with the exception of dimethylaminosulfur trifluoride which was bought from Aldrich.
General Procedure for the preparation of dialkylaminodifluorosulfinium tetrafluoroborate salts: To an ice-cold solution of dialkylaminosulfur trifluoride (62 mmol) in anhydrous diethyl ether (100 mL) was added, dropwise and under nitrogen, neat borontrifluoride etherate (62 mmol) over a period of 15 min, while keeping the reaction temperature below 5˚C. The resulting suspension was stirred for an additional hour at the same temperature, then allowed to warm to room temperature and filtered under a blanket of nitrogen. The solid material was rinsed twice with diethyl ether (2x50 mL), then dried under vacuum to provide the dialkylaminodifluorosulfinium tetrafluoroborate.
Diethylaminodifluorosulfinium tetrafluoroborate (4):
The titled compound was prepared according to the general procedure above using diethylaminosulfur trifluoride yielding (11.9g, 84%) as a off-white hygroscopic solid; (5.0 g of the crude salt was re-crystallized in 50 mL of boiling 1,2-dichloroethane with gradual cooling to r.t. over an hour to provide 4.6 g (92%) of white crystals flakes; m.p. General Procedure for deoxofluorinations. To a stirred suspension of diethylaminodifluorosulfinium tetrafluoroborate (4.0 mmol) in dichloromethane (25 mL) at room temperature was added the substrate (2.67 mmol) and triethylamine trihydrofluoride (4.0 mmol). The resulting mixture was stirred under nitrogen over the prescribed amount of time. The reaction was then quenched at room temperature with a 5% sodium bicarbonate aqueous solution, stirred for 15 minutes, and the resulting mixture was extracted twice using dichloromethane. The organic phases were combined, dried over magnesium sulfate, filtered and concentrated. The residual oil was purified by SiO 2 chromatography.
1-Fluoro-3-phenylpropane. The titled compound was prepared according to the foregoing procedure The reaction was quenched at room temperature with a 5% sodium bicarbonate aqueous solution, stirred for 15 minutes, and the resulting mixture was extracted twice using dichloromethane. Organic phases were combined, washed with 10% aqueous HCl, dried over magnesium sulfate and filtered. Solvents were evaporated and the resulting oil was purified by column chromatography (10% EtOAc/Hexanes) yielding the title compound 13 (340mg, 53%) as a colorless solid. 
